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TELECHELIC MACROMER, METHOD FOR
PRODUCING TELECHELIC MACROMER
AND COMPOSITION CONTAINING
TELECHELIC MACROMER

TECHNICAL FIELD

The present invention relates to telechelic macromer sus-
ceptible to an external stimulus, a method for producing
telechelic macromer susceptible to an external stimulus and a
composition containing telechelic macromer. Applications of
material produced from macromer include sealing packages,
coatings, coating on catheters or various elements of medical
equipment that are in temporary contact with living tissues.

BACKGROUND ART

Producing macromers that acquire desired physicochemi-
cal properties upon exposition to UV radiation is the subject
of literature reports and numerous patents. U.S. Pat. No.
4,919,151 describes polyethers with urethane linkages syn-
thesized in the course of reaction of polyether with isocyanate
and a respective acrylate derivative. Light-sensitive systems
having potential for medicine applications are reported in
Nagata M., loka E., Europ Polym J, 42, 2617 (2006). They
were synthesized by reaction of cinnamic acid derivative with
aliphatic-aromatic hexane derivative bearing carboxylic
groups. The patent application U.S. Pat. No. 6,747,088
reports a method for producing linear and branched water-
borne polyurethanes that cross-link when exposed to UV
light or a thermal stimulus. The multicomponent water dis-
persions contained protecting groups of isocyanates. These
materials are applied in the production of coatings on heat-
resistant surfaces. The patent application W0O/1999/019003
describes gel polymer systems filled with ceramics that
change their physical form at 37° C. In physiological condi-
tions the system undergoes solidification. Preferred polymers
are polysaccharides, polyamides or poly(amino acids). Light-
induced cross-linking was employed in the patent application
US 2009/0074868. Photo-cross-linkable cosmetic fillers
comprising, for example, poly(ethylene glycol) and hyalu-
ronic acid derivatives are reported there.

SUMMARY OF THE INVENTION

In light of the foregoing, it is a first aspect of the present
invention to provide a telechelic macomer, method for pro-
ducing telechelic macromer and composition containing
telechelic macromer.

It is another aspect of the present invention to provide a
telechelic macromer comprising (meth)acrylic end-groups
and a core, wherein the macromer defined by Formula 1
comprises a core Y defined by Formulas 2 to 9 which is linked
by urethane, ester or anhydride bonds to (meth)acrylic
groups, and wherein the iodine value of the telechelic mac-
romer is in the range between 5 and 75.

Yet another aspect of the present invention is to provide a
method for producing telechelic macromer bearing (meth)
acrylic end-groups by chemical reaction, wherein in the pres-
ence of an organic solvent and in time range of 6-24 hours the
precursor of a core defined by Formulas 2 or 3 reacts in two
stages with compounds forming urethane bonds, or wherein
in the presence of an organic solvent and in time range of 6-24
hours the precursor of the core defined by Formulas 4 to 8
reacts in one stage with compounds forming ester bonds, or
wherein in the presence of an organic solvent and in time
range of 6-24 hours the precursor of the core defined by
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Formula 9 reacts in one stage with compounds forming anhy-
dride bonds, wherein the urethane, ester and anhydride moi-
eties comprise groups capable of free radical polymerization
and the final product is isolated by evaporation of solvent.

Still another aspect of the present invention is to provide a
composition containing telechelic macromer comprising
(meth)acrylic end-groups and a core, wherein the composi-
tion comprises a macromer comprising (meth)acrylic end-
groups and a core, wherein the composition comprises a
macromer comprising (meth)acrylic end-groups and a core,
wherein the macromer defined by Formula 1 comprises a core
Y defined by Formulas 2 to 9 which is linked by urethane,
ester or anhydride bonds to (meth)acrylic groups, and
wherein the iodine value of the telechelic macromer is in the
range between 5 and 75 and a photoinitiator.

DETAILED DESCRIPTION OF THE INVENTION

The present invention is illustrated in the following
Examples and Formulas, wherein the Formulas are found at
the end of the Detailed Description.

The telechelic macromer according to the present inven-
tion, comprising (meth)acrylic end-groups and a core, has a
structure as shown in Formula 1 and has a core Y which is
defined by Formula 2 and is defined by Formula 3 with
substituents X, to X5 wherein X, X,, etc. can be replaced
with one another to illustrate alternative sub-units of the core
Y; and is linked by urethane bonds to (meth)acrylic groups.
The macromer has a core defined by Formula 4 or 5 or 6 or 7
or 8 or 3 linked by ester bonds to (meth)acrylic groups. The
macromer has a core defined by Formula 9 and linked by
anhydride bonds to (meth)acrylic groups. The iodine value of
telechelic macromer is in the range from 5 to 75.

The precursor of the core defined by Formula 2 comprises
abranched dimer fatty acid compound of36 carbon atoms per
molecule, bearing primary amine end-groups (I). The amine
value of the precursor is in the range of 200-210 mg KOH/g.

The macromer with a core defined by Formula 2 has ure-
thane bonds formed by reaction of the core precursor with
trimethylene carbonate or propylene carbonate and ester
bonds formed by subsequent reactions with acryloyl or meth-
acryloyl chloride.

The precursor of the core Y defined by Formula 3 com-
prises a branched dimer fatty acid compound of 36 carbon
atoms per molecule (and then the X in Formula 3 is defined by
X,); or the precursor of the core Y defined by Formula 3
comprises derivatives of this dimer fatty acid which are the
products of esterification of the dimer fatty acid compound
with low molar mass diols of 2, 4 or 6 carbon atoms per
molecule, of molar mass ranging from 540 to 2000 g/mol
bearing hydroxyl end-groups and its hydroxyl value is in the
range of 50-210 mg KOH/g (X,); or the precursor of the core
Y defined by Formula 3 is a derivative of linear aliphatic
polyether or poly(ether-ester) of molar mass in the range of
600-2500 g/mol bearing hydroxyl end-groups (X, when it
comprises a polyether and X; when it comprises a poly(ether
or ester)); or the precursor of the core Y defined by Formula 3
is a derivative of a branched polyether compound of molar
mass of 1500 g/mol, bearing hydroxyl end-groups (X5).

The macromer comprising coreY defined by Formula 3 has
urethane bonds formed by reactions of the precursor with
1,6-diisocyanatohexane or with 5-isocyanato-1-(isocy-
anatomethyl)-1,3,3-trimethylcyclohexane, or with 1,1'-meth-
ylenebis(4- isocyanatocyclohexane).

The precursor of the core Y defined by Formulas 4 or 5
comprises a branched dimer fatty acid compound of 36 car-
bon atoms per molecule, or the precursor of the core Y defined
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by Formulas 4 or 5 is a derivative of this dimer fatty acid
which is the product of esterification of the dimer fatty acid
compound with low molar mass diols of 2, 4 or 6 carbon
atoms per molecule, of molar mass ranging from 540 to 2000
g/mol bearing hydroxyl end-groups and its hydroxyl value is
in the range of 50-210 mg KOH/g .

The precursor of the core Y-defined by Formula 6 com-
prises a linear aliphatic poly(ether-ester) of molar mass in the
range of 600-2500 g/mol bearing hydroxyl end-groups.

The precursor of the core Y defined by Formula 7 com-
prises a linear aliphatic polyether of molar mass in the range
of 600-2500 g/mol bearing hydroxyl end-groups.

The precursor of the core Y defined by Formula 8 com-
prises a branched polyether compound of molar mass ot 1500
g/mol, bearing hydroxyl end-groups.

The telechelic macromer comprising a core Y defined by
Formulas 4 or 5 or 6 or 7 or 8 has linking ester bonds formed
by reactions of the precursor with acryloyl or methacryloyl
chloride.

The precursor of the core Y defined by Formula 9 com-
prises a branched dimer fatty acid compound of 36 carbon
atoms per molecule, or the precursor of the core Y defined by
Formula 9 comprises derivatives of this dimer fatty acid
which are the products of esterification of the dimer fatty acid
compound with low molar mass diols of 2, 4 or 6 carbon
atoms per molecule, of molar mass ranging from 570 to 3000
g/mol bearing carboxyl end-groups and its carboxyl value is
in the range of 35-210 mg KOH/g.

The telechelic macromer with core’Y defined by Formula 9
comprises anhydride bonds formed by reactions of the pre-
cursor with acryloyl or methacryloyl chloride.

In the method for producing telechelic macromer end-
capped with (meth)acrylic groups upon chemical reaction
according to the present invention, organic solvents of various
polarity are used and the reaction time is in the range of 6-24
hours. The precursor of the coreY defined by Formula 2 or by
Formula 3 undergoes a two-stage reaction with compounds
forming urethane bonds. The precursor of the core Y defined
by Formulas 4 to 8 undergoes a one-step reaction with com-
pounds forming ester bonds. The precursor of the core Y
defined by Formula 9 undergoes a one stage reaction with
compounds forming anhydride bonds. The urethane, ester
and anhydride moieties comprise a group that is capable of
free radical polymerization and the product is isolated by
solvent evaporation. The precursor of the core is dissolved in
a solvent, then a proton acceptor may be added (i.e. triethy-
lamine) and a compound that reacts with functional groups of
telechelic precursor core (i.e. isocyanate, acyl chloride). This
compound may comprise unsaturated bonds. After this reac-
tion is complete, a compound comprising unsaturated bonds
and end-groups capable of binding to the formerly synthe-
sized intermediate (i.e. 2-hydroxyethyl methacrylate) may be
introduced to the reaction environment. After this reaction is
complete, the final product is isolated and purified.

In the method for producing the core defined by Formula 2
a precursor in the form of a branched dimer fatty acid com-
pound of 36 carbon atoms per molecule, bearing primary
amine end-groups and the amine value of said precursor is in
the range of 200-210 mg KOH/g, is used.

In the method for producing the core defined by Formula 3
a precursor is used and said precursor comprises a branched
dimer fatty acid compound of 36 carbon atoms per molecule
(and then the X in Formula 3 is defined by X,); or said
precursor comprises derivatives of this dimer fatty acid which
are the products of esterification of the dimer fatty acid com-
pound with low molar mass diols of 2, 4 or 6 carbon atoms per
molecule, of molar mass ranging from 540 to 2000 g/mol
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bearing hydroxyl end-groups and its hydroxyl value is in the
range of 50-210 mg KOH/g (X,); or the precursor comprises
alinear aliphatic polyether or poly(ether-ester) of molar mass
in the range of 600-2500 g/mol bearing hydroxyl end-groups
(X, when it comprises a polyether and X; when it comprises
apoly(ether or ester)); or the precursor comprises a branched
polyether of molar mass of 1500 g/mol, bearing hydroxyl
end-groups (X5).

In the method for producing the core defined by Formulas
4 or 5 aprecursor is used said precursor comprises a branched
dimer fatty acid compound of 36 carbon atoms per molecule,
or the precursor of the core defined by Formulas 4 or 5
comprises derivatives of this dimer fatty acid which are the
products of esterification of the dimer fatty acid compound
with low molar mass diols of 2, 4 or 6 carbon atoms per
molecule, of molar mass ranging from 540 to 2000 g/mol
bearing hydroxyl end-groups and its hydroxyl value is in the
range of 50-210 mg KOH/g.

In the method for producing the core defined by Formula 6
a precursor which comprises a linear aliphatic poly(ether-
ester) of molar mass in the range of 600-2500 g/mol bearing
hydroxyl end-groups, is used.

In the method for producing the core defined by Formula 7
a precursor which comprises a linear aliphatic polyether of
molar mass in the range of 600-2500 g/mol bearing hydroxyl
end-groups, is used.

In the method for producing the core defined by Formula 8
a precursor, which comprises a branched polyether com-
pound of molar mass of 1500 g/mol, bearing hydroxyl end-
groups, is used.

In the method for producing the core defined by Formula 9
a precursor is used, and said precursor comprises a branched
dimer fatty acid compound of 36 carbon atoms per molecule,
or said precursor comprises derivatives of this dimer fatty
acid which are the products of esterification of the dimer fatty
acid compound with low molar mass diols of 2, 4 or 6 carbon
atoms per molecule, of molar mass ranging from 570 to 3000
g/mol bearing carboxyl end-groups and its carboxyl value is
in the range 0 35-210 mg KOH/g.

Trimethylene carbonate or propylene carbonate is added to
the precursor of the core defined by Formula 2 to obtain an
intermediate with urethane bonds, and acryloyl or methacry-
loyl chloride is added and as a result linking ester bonds are
formed.

1,6-diisocyanatohexane or 5-isocyanato-1-(isocyanatom-
ethyl)-1,3,3-trimethylcyclohexane, or 1,1'-methylenebis(4-
isocyanatocyclohexane) is added to the precursor of the core
defined by Formula 3 to give an intermediate with urethane
bonds, and 2-hydroxyethyl methacrylate (C2H4) or hydrox-
ypropyl methacrylate (C3H6) is added and as a result linking
urethane bonds are formed.

Acryloyl or methacryloyl chloride is added to the precursor
of'the core defined by Formulas 4 or 5 or 6 or 7 or 8 to create
a macromer comprising linking ester bonds.

Acryloyl or methacryloyl chloride is added to the precursor
of the core Y defined by Formula 9 to create a macromer
comprising linking anhydride bonds.

In the method for producing telechelic macromer with a
coreY defined by Formula 3 a reaction in methylene chloride
as solvent is carried out. The first stage is carried out in the
temperature range of 4-40° C. and the second stage is carried
out at room temperature. The molar ratio of reactive hydroxyl
and isocyanate groups in the first stage is 1:1.5 to 1:3 and in
the second stage 1:1 or higher. The final product is isolated by
precipitation into cold hexane and/or cold methanol, then
washed with hexane and/or methanol and dried under reduced
pressure.
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The method for producing telechelic macromer with a core
defined by Formula 3 may involve a reaction in tetrahydro-
furan as solvent. The first stage is carried out in the tempera-
ture range of 4-60° C. and the second stage is carried out at
room temperature. The molar ratio of reactive hydroxyl to
isocyanate groups in the first stage is 1:1.5 to 1:3 and in the
second stage 1:1 or higher. The final product is isolated by
precipitation into cold hexane and/or cold methanol, then
washed with hexane and/or methanol and dried under reduced
pressure.

When methylene chloride is used as solvent for producing
macromer with a core Y defined by Formula 3, a catalyst is
preferably used. In the first stage the catalyst is an organic tin
compound or an organic bismuth compound and in the second
stage the catalyst is a tertiary cycloaliphatic amine, i.e. 1,4-
diazabicyclo[2.2.2]octane or 1,8-diazabicyclo[5.4.0]undec-
7-ene

In the method for producing telechelic macromer with a
coreY defined by Formula 2 the first stage is carried out in the
temperature range of 20-40° C., wherein the molar ratio of
carbonate compound to amine compound is at least 1:1. The
telechelic intermediate bearing urethane bonds obtained after
the first stage has hydroxyl value of 140-160 mg KOH/g. In
the second stage this intermediate undergoes a reaction car-
ried out in an organic solvent, i.e. methylene chloride, in the
presence of triethylamine and at the temperature range of
4-20° C. Preferably, after the reaction is complete, the reac-
tion mixture is washed with saturated sodium bicarbonate,
after that it is washed with deionized water and washed with
brine. The organic layer is dried over anhydrous magnesium
sulphate and the solvent is evaporated under reduced pres-
sure.

The method for producing telechelic macromer with core Y
defined by Formulas 4 or 5 or 6 or 7 or 8 or 9 involves a
reaction in methylene chloride as solvent. The reaction is
carried out in the temperature range of 4-20° C., in the pres-
ence of triethylamine. The acylating agent is used in excess.
Preferably, the reaction mixture is washed with saturated
sodium bicarbonate, after that it is washed with deionized
water and washed with brine. The organic layer is dried over
anhydrous magnesium sulphate and the solvent is evaporated
under reduced pressure.

According to the present invention, the composition con-
taining telechelic macromer contains said telechelic mac-
romer comprising a core and end-capped with (meth)acrylic
groups and a photoinitiator The photoinitiator is introduced to
the macromer with the help of a solvent which dissolves both
the macromer and the initiator in an extent that enables
obtaining the desired amount of the initiator in the composi-
tion. The photoinitiator content is in the range of 0.5-2% with
respect to the total weight of the composition.

Preferably, the photoinitiator is a compound that comprises
an aromatic ring in the position a to a carbonyl group, pos-
sibly substituents at the aromatic ring or phosphine oxide
group and the photoinitiator is used in the amount of 0.5-2%
with respect to the total weight of the composition. For
example, 2-hydroxy-1-[4-(2-hydroxyethoxy)phenyl]-2-me-
thyl-1-propanone or 2,2-Dimethoxy-2-phenylacetophenone
or phenylbis(2,4,6-trimethylbenzoyl)phosphine oxide may
be used.

The composition comprises a reactive diluent, poly(ethyl-
ene glycol) diacrylate of molar mass in the range of 250-700.
The weight ratio of total macromer and photoinitiator to the
diluent varies from 1:99 to 99:1.

The composition comprises a reactive diluent, trimethylol-
propane triacrylate or tri(propylene glycol) diacrylate or
ethoxylated trimethylolpropane triacrylate. The weight ratio
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of'total macromer and photoinitiator to the diluent varies from
1:9910 99:1. The composition comprising one or more of the
three said diluents may, additionally, comprise poly(ethylene
glycol) diacrylate of molar mass in the range of 250-700
g/mol at weight ratio from 1:99 to 99:1 with respect to the
total macromer, photoinitiator and other said diluents.

Compositions containing telechelic macromers according
to the present invention are capable of undergoing transition
from liquid or waxy state to a solid upon UV radiation of low
intensity. The obtained macromers are derivatives of fatty
acids, of polyethers and of poly(ether-ester)s and comprise
linking anhydride, ester and urethane groups. Molar mass of
the obtained macromers is below 15 000 g/mol (by GPC) and
their iodine value is not greater than 75 (by Wijs method). The
macromers comprise groups capable of intermolecular
hydrogen bonding. These groups include, but are not limited
to, urethane groups.

The advantage of the present invention is that the telechelic
macromers comprise ester, anhydride and urethane bonds
that link the core to end-groups capable of free radical poly-
merization. Materials of this kind may be easily shaped at
room temperature and acquire desired properties of a solid
upon exposition to an external stimulus—UYV light of low
intensity. The macromers and compositions may be enriched
with fillers which include, but are not limited to: bioactive
glass, alginate microcapsules, hydroxyapatite or starch pow-
der.

The following Examples illustrate methods for producing
telechelic macromers and compositions containing telechelic
macromers. The Figures illustrate chemical Formulas of
telechelic macromer. Formula 1 represents telechelic mac-
romer; Formula 2 represents a core of telechelic macromer
comprising urethane and ester bonds; Formula 3 represents a
core of telechelic macromer comprising urethane and/or ester
and/or ether bonds and substituents X, and R, wherein X, X,
etc can be replaced with one another to illustrate alternative
sub-units of the core Y; Formula 4 represents a core of telech-
elic macromer comprising ester bonds; Formula 5 represents
a core of another telechelic macromer comprising ester
bonds; Formula 6 represents a core of another telechelic
macromer comprising ester bonds; Formula 7 represents a
core of another telechelic macromer comprising ester bonds;
Formula 8 represents a core of another telechelic macromer
comprising ester bonds; and Formula 9 represents a core of
telechelic macromer comprising anhydride, and possibly
ester, bonds. Methods for producing telechelic macromers are
given in Examples 1-10. Methods of producing composition
comprising telechelic macromer and methods of its cross-
linking are given in Examples 11-14.

EXAMPLES
Example |

One weight equivalent of saturated a,w-dicarboxy deriva-
tive of dimer fatty acid of 36 carbon atoms per molecule and
carboxyl value of 196 mg KOH/g and 0.44 weight equivalents
of dry triethylamine are added to dry methylene chloride
cooled down to 4° C. The reaction vessel is flushed with inert
gas. The mixture is stirred for 30 minutes and 0.43 weight
equivalents of methacryloyl chloride are added, while main-
taining the reaction temperature under 5° C. After all chloride
has been added, the reaction is continued at room tempera-
ture. The progress of the reaction is followed by thin layer
chromatography (the mobile phase is a mixture of methylene
chloride with hexane). After the reaction is complete, the
precipitate is filtered off. The filtrate is then washed with
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saturated sodium bicarbonate (twice), with deionized water
(twice) and with brine (once) and the organic layer is then
dried over anhydrous magnesium sulphate. A small amount
of phenothiazine is then added and the solvent is evaporated
under reduced pressure. In the final stage of solvent removal
the product is precipitated into anhydrous diethyl ether which
is then evaporated under reduced pressure. The solvent is
evaporated in the temperature range of 10-40° C. The final
product is a viscous, dark yellow liquid.

The telechelic macromer features the following properties:

'HNMR: 0.72-1.71 ppm (m, 68H), 1.97 (s, 6H), 2.50 ppm
(t, 4H), 5.79 ppm (s, 2H), 6.18 ppm (s, 2H), 6.65-7.15 ppm
(m, br)

molar mass M,=2800 g/mol, dispersity index DI=1.22
(GPC, solutions in THF, computed against polystyrene stan-
dards of M,, 523000, 204000, 96000, 20235, and 7200).

iodine value IV=49.0

Example 11

The reaction is carried out in a way analogous to Example
1. One weight equivalent of poly[di(ethylene glycol)adipate]
of M,,=2500 g/mol, 0.1 weight equivalents of dry triethy-
lamine and 0.08 weight equivalents of acryloyl chloride are
used. The whole process is carried out in a way analogous to
Example 1.

The telechelic macromer features the following properties:

1HNMR: 1.65 ppm (m, 52H), 2.34 ppm (t, 54 H),3.67 ppm
(t,54H), 4.21 ppm (t, 54H), 5.84 ppm (m, 2H), 6.14 ppm (m,
2H), 6.41 ppm (m, 2H)

iodine value IV=19.0

Example 111

The reaction is carried out in a way analogous to Example
1. One weight equivalent of poly(ethylene glycol) of degree of
polymerization equal to 14, 0.42 weight equivalents of dry
triethylamine and 0.39 weight equivalents of methacryloyl
chloride are used. The whole process is carried out in a way
analogous to Example .

The telechelic macromer features the following properties:

'HNMR: 1.94 ppm (s, 6H), 3.56 ppm (m, S0H), 3.63 ppm
(t, 4H), 4.24 (1, 4H), 5.51 ppm (s, 2H), 6.10 ppm (s, 2H)

iodine value IV=59.0

Example IV

The reaction is carried out in a way analogous to Example
1. One weight equivalent of branched poly(1,3-propanediol)
of M,=1500 g/mol, 0.24 weight equivalents of dry triethy-
lamine and 0.21 weight equivalents of acryloyl chloride are
used. The whole process is carried out in a way analogous to
Example 1.

The telechelic macromer features the following properties:

'H NMR: 1.65-1.83 ppm (m, 48H), 3.30 ppm (t, 3H),
3.35-3.54 ppm (m, 94H), 3.88 ppm (m, 1H), 4.13 ppm (t, 6H),
5.85 ppm (m, 3H), 6.14 ppm (m, 3H), 6.40 ppm (m, 3H)

iodine value IV=26.7

Example V

All reactions are carried out in methylene chloride at a
temperatures range from 4 to 40° C. One weight equivalent of
saturated o,w-diamine derivative of branched dimer fatty
acid of amine value of 205 mg KOH/g is introduced into a
round bottom flask and 0.42 weight equivalents of trimethyl-
ene are added. The reaction is continued until the infrared
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band characteristic for cyclic carbonate ring decays com-
pletely. The product is washed with diethyl ether and its
hydroxyl number is determined. In the second stage this
intermediate undergoes a reaction with methacryloyl chloride
in the amount sufficient to ensure that all hydroxyl groups are
consumed. The second stage and purification of the product is
carried out in a way analogous to the process described in
Example 1.
The telechelic macromer features the following properties:
'H NMR: 0.7-1.7 ppm (m, 72H), 1.94 ppm (s, 6H), 2.01
ppm (m, 4H), 3.15 ppm (t, 4H), 4.16 ppm (t, 4H), 4.25 ppm (t,
4H), 4.67 ppm (br, 2H), 5.56 ppm (s, 2H), 6.10 ppm (s, 2H)
molar mass M,=1200 g/mol, dispersity index DI=1.09
(GPC, solutions in THF, computed against polystyrene stan-
dards of M,, 523000, 204000, 96000, 20235, and 7200).
iodine value IV=58.1

Example VI

The reaction is carried out in a way analogous to Example
1. One weight equivalent of oligoesterdiol which is a product
of reaction of the dimer fatty acid referred to in Example I
with low molar mass diol and has hydroxyl value of approxi-
mately 56 mg KOH/g, 0.15 weight equivalents of dry triethy-
lamine and 0.13 weight equivalents of methacryloyl chloride
are used. The whole process is carried out in a way analogous
to Example 1.

The telechelic macromer features the following properties:

'HNMR: 0.7-1.8 ppm (m, 200H), 1.94 (s, 6H), 2.28 ppm
(t,12H),2.53 (s, br), 4.05 ppm (t, 12H), 4.14 (t, 4H), 5.54 ppm
(m, 2H), 6.09 ppm (m, 2H)

molar mass M,=6000 g/mol, dispersity index DI=1.37
(GPC, solutions in THF, computed against polystyrene stan-
dards of M,, 523000, 204000, 96000, 20235, and 7200)

iodine value IV=23.8

Example VII

The reaction is carried out in a way analogous to Example
1. One weight equivalent of branched dimer fatty acid deriva-
tive of hydroxyl value of 205 mg KOH/g, 0.44 weight equiva-
lents of dry triethylamine and 0.4 weight equivalents of meth-
acryloyl chloride are used. The whole process is carried out in
a way analogous to Example 1.

The telechelic macromer features the following properties:

'HNMR: 0.7-1.8 ppm (m, 68H), 1.94 (s, 6H), 2.28 ppm (t,
12H), 2.53 (s, br), 4.13 ppm (t, 4H), 5.53 ppm (m, 2H), 6.09
ppm (m, 2H)

molar mass M,=1000 g/mol, dispersity index DI=1.05
(GPC, solutions in THF, computed against polystyrene stan-
dards of M,, 523000, 204000, 96000, 20235, and 7200)

iodine value IV=74.2

Example VIII

Thereaction is carried out in a round bottom flask equipped
with a reflux condenser. 0.23 weight equivalents of isophor-
one diisocyanate (5-isocyanato-1-(isocyanatomethyl)-1,3,3-
trimethylcyclohexane) are dissolved in dry methylene chlo-
ride and a small amount of dibutyltin dilaurate is added.
Solution of the oligoesterdiol described in Example VI in
methylene chloride is now added stepwise to the reaction
mixture. The amount of the oligoesterdiol is one weight
equivalent. After the whole volume of the solution has been
added, the temperature is raised to 40° C. The first stage of the
reaction is considered complete when two consecutive n-bu-
tyldiamine based determinations of isocyanate groups give



US 9,267,001 B2

9

same result. A small amount of phenothiazine is then added,
and subsequently 0.13 weight equivalents of 2-hydroxyethyl
methacrylate and 1,4-diazabicyclo[2.2.2]octane are intro-
duced into the flask. The reaction is continued until infrared
spectroscopy or titration in the presence of n-butyldiamine
shows no isocyanate groups left in the system. After the
reaction is complete, part of the solvent is removed under
reduced pressure and the product is precipitated into of cold
methanol. The product is then several times thoroughly
washed with methanol and warm deionized water, for
example at the temperature 40-50° C. and is dried under
reduced pressure at room temperature.

The telechelic macromer features the following properties:

'H NMR: 0.7-1.8 ppm (m, 228H), 1.94 (s, 6H), 1.96 (m,
2H), 2.28 ppm (t, 12H), 2.53 ppm (br, 4H), 2.92 1 3.29 ppm
(br,4H), 3.78 ppm (br, 2H), 4.05 ppm (t, 12H), 4.31 ppm (m,
br, 12H), 4.4-4.9 ppm (vbr, 4H), 5.54 ppm (s, 2H), 6.09 ppm
(s, 2H)

molar mass=12500 g/mol, dispersity index DI=1.21 (GPC,
solutions in THF, computed against polystyrene standards of
M,, 523000, 204000, 96000, 20235, and 7200)

iodine value IV=10.5

Example IX

The reaction is carried out in a round bottom flask equipped
with a reflux condenser. 0.14 weight equivalents of 1,6-diiso-
cyanatohexane are dissolved in dry methylene chloride and a
small amount of bismuth (III) n-hexanoate is added. Solution
of poly[di(ethylene glycol) adipate] of M, =2500 g/mol in
methylene chloride is now added stepwise to the reaction
mixture. The amount of poly[di(ethylene glycol) adipate] is
one weight equivalent. After the whole volume of the solution
has been added, the temperature is raised to 60° C. The first
stage of the reaction is considered complete when two con-
secutive n-butyldiamine based determinations of isocyanate
groups give same result. A small amount of phenothiazine is
then added, and subsequently 0.12 weight equivalents of
2-hydroxyethyl methacrylate are introduced into the flask.
The reaction is continued until infrared spectroscopy or titra-
tion in the presence of n-butyldiamine shows no isocyanate
groups left in the system. After the reaction is complete, part
of the solvent is removed under reduced pressure and the
product is precipitated into cold hexane. The product is then
several times thoroughly washed with warm hexane, for
example at the temperature 30-40° C. and is dried under
reduced pressure at room temperature.

The telechelic macromer features the following properties:

'HNMR: 1.31 ppm (m, 8H), 1.47 ppm (m, 8H), 1.65 ppm
(m, 48H), 1.93 ppm (s, 6H), 2.34 ppm (1, 48H), 3.15 ppm (1,
8H), 3.67 ppm (t, 48H), 4.21 ppm (t, 48H), 4.29 ppm (t, 8H),
4.87 (br, 4H), 5.57 ppm (s, 2H), 6.11 ppm (s, 2H).

molar mass M,=7900 g/mol, dispersity index DI=1.82
(GPC, solutions in THF, computed against polystyrene stan-
dards of M,, 523000, 204000, 96000, 20235, and 7200)

iodine value IV=8.2

Example X

The process is carried out in a way analogous to Example
1X.0.36 weight equivalents of 1,1'-methylenebis(4-isocyana-
tocyclohexane), 1 weight equivalent of branched poly(1,3-
propanediol) of M, =1500 g/mol and 0.18 weight equivalents
of 2-hydroxyethyl methacrylate are used.

The telechelic macromer features the following properties:

'H NMR: 1.15-1.89 ppm (m, 88H), 1.94 ppm (s, 6H),
3.35-3.50 ppm (m, 94H), 3.56-3.71 (m, 5SH), 3.88 ppm (m,
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1H), 4.22 ppm (1, 4H), 4.29 ppm (m, 8H), 4.50-4.82 ppm (br,
4H), 5.58 ppm (s, 2H), 6.13 ppm (s, 2H).
iodine value IV=11.4

Example XI

0.04 g of a photoinitiator in the form of 2-hydroxy-1-[4-
(2-hydroxyethoxy)phenyl]|-2-methyl-1-propanone is dis-
solved in 1 ml of chloroform. This solution is added to a vial
containing 2 ml of chloroform and 2 g of the macromer from
Example VIII. After a homogenous solution has been formed,
it is poured into mould and the solvent is evaporated under
reduced pressure. The process of solvent removal is gravi-
metrically controlled. After the solvent has been removed
completely, the remained viscous liquid is irradiated with
UV/Vis light of wavelength above 280 nm and intensity of 10
mW/cm? for 200 seconds. As a result the composition is
cross-linked and an elastic film is obtained.

The elastic film features the following properties:
gel fraction (in methylene chloride): GF=0.25
glass transition: -49° C. (at heating from -90° C., 10 K/min)
tensile strength: 2950 kPa
elongation at break: 150%

Example XII

0.05 g of a photoinitiator in the form of phenylbis(2,4,6-
trimethylbenzoyl)phosphine is dissolved in 2 ml of chloro-
form. This solution is added to a vial containing 8 ml of
chloroform and 4 g of the product from Example IX. After a
homogenous solution is formed, it is poured into mould and
the solvent is evaporated under reduced pressure. The process
of solvent removal is gravimetrically controlled. After the
solvent has been fully removed, the remained viscous liquid is
irradiated with UV/Vis light of wavelength above 280 nm and
intensity of 10 mW/cm?® for 100 seconds. As a result the
composition is cross-linked and an elastic film is obtained.

The elastic film features the following properties:
gel fraction (in methylene chloride): GF=0.92
glass transition: —53° C.
tensile strength: 1200 kPa
elongation at break: 70%

Example XIII

0.05 g of a photoinitiator in the form of phenylbis(2,4,6-
trimethylbenzoyl)phosphine is dissolved in 1 g of reactive
diluent, poly(ethylene glycol) diacrylate of molar mass 0of 700
g/mol. Afterwards, 1.5 g of the product from Example V is
added to the mixture. The viscous liquid is irradiated with
UV/V is light of wavelength above 280 nm and intensity of 20
mW/cm? for 100 seconds. As a result the composition is
cross-linked and an elastic film is obtained.

The elastic film features the following properties:
gel fraction (in methylene chloride): GF=0.85
glass transition: 45° C. (at heating from -90°, 10 K/min)

Example XIV

0.03 g of a photoinitiator in the form of phenylbis(2,4,6-
trimethylbenzoyl)phosphine is dissolved in 1.5 g of reactive
diluent, tri(propylene glycol) diacrylate. Afterwards, 1.5 g of
the product from Example VIII is added to the mixture. The
viscous liquid is irradiated with UV/V is light of wavelength
above 280 nm and intensity of 20 mW/cm? for 100 seconds.
As a result the composition is cross-linked and an elastic film
is obtained.
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The elastic film features the following properties:
gel fraction (in methylene chloride): GF=0.69
glass transition: 103° C. (at heating from —-90° C., 10 K/min)
Thus, it can be seen that the objects of the invention have
been satisfied by the structure and its method for use pre- 5

12

only the best mode and preferred embodiment has been pre-
sented and described in detail, it is to be understood that the
invention is not limited thereto or thereby. Accordingly, for an
appreciation of the true scope and breadth of the invention,
reference should be made to the following claims.

sented above. While in accordance with the Patent Statutes, Formulas

Formula 1
Y/ ﬁ ﬁ 7z
%C—Y—C‘&
Z=H, CH;
Formula 2
Y == O0—C3Hg—O0—C—N—(CH)36— N—C—0—C3Hs—0 *
Formula 3
(¢] (¢] (¢] (¢]
CoHy Il | Il | oty
Y == o— Callg —0—C—N—R—N—C—X—C—N—R—N—C—0— CsHg —O0—=%, where
H H H H
X;=*—Ft0—(CHy);—0—C—(CH)34—C4—0—(CH)y —O—=
x=2,4,6
2<p<6
Xy=» O—(CHy)36—0 *
I
/{'O\/\ /\/O\ /\/\/C}\ o )
Xy (o] ﬁ N TN N TN
(0]
3<p<l1l
HZC—O\L/\/Oi—*
| X
K= 0 Xs:H—[O/\/L\O—CH
0 ~. |
HZC—O\L/\/Oi—*, and
12<n<32 z
x+y+z)~24
*
R= or R==x or R==x *
\/\/\/\*
*
Formula 4 Formula 5
i i Y == O—(CHz)36—0O *
Y:*—[—O—(CHZ)X—O—C—(CH2)34—C-]70—(CH2)X—O—*
x=2,4,6
2<p<6
Formula 6
I
/{O\/\ /\/O\ /\/\/C}\ o «
V= (¢} C O/\/ \/\O/
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14

-continued

Formula 7

Y:*\o/{/\/oik*

12<n<32

=%

x=2,4,6
2<p<b6orp=0

What is claimed is:

1. A telechelic macromer comprising (meth)acrylic end-
groups and a core, wherein the macromer defined by Formula
1

z ﬁ ﬁ 4 25
%C—Y—C‘&
Z-HCH,

30
comprising a core Y defined by a formula selected from the
group consisting of Formulas 2 to 9

35

Formula 2
i i
Y= #—0—CiHe-O—C—N—(CHysN—C—O0—CiHe-0—r
H H
Formula3 45
Cally I I
Y= #—0— —0—C—N—R—N—C—X—
C3Hg
H H 50
I I Cally
—C—N—R—N—C—0— —0—*,
| CsHs
H H

55
where X is selected from formulas of X, X, X5, X, and X,
wherein

60
X1 = *—0—(CHy)y—O0—C—(CHy)33—C47 O—(CHp),—O—*

x=2,4,6
2<p<6
65

Xy = *—0—(CHy)36—0—*

0—C— (CHy)34—C—[0—(CHy),—O—C—(CHy)3y—C+—0

Formula 8
HZC—O\L/\/Oi— *
Y :—[O/\/L\o—clH ’
Hzé_O\L/\/Oi_ *
2

x+y+z)~24

Formula 9

*

-continued

% No ™k

12<n<32

HZC—O\L/\/oi_*
| X
Xs= H—O ,0—CH

HZC—O\L/\/o-]—*
z

and R is selected from

Formula 4
*
R=
£
R *\/\/\/\
B * and
Formula 5
(0]
Il Il
Y= *FO—(CHy)y—0—C—(CHy)3s=C 10— (CHy, —O0—7;
x=2,4,6
2<p<6
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Formula 6
Y= *—O0—(CHy)s3—0—%;
Formula 7

¥- */{O\/\O/\/O\ﬁ/\/\/c]p\

3<p<ll

Y= *\O/{'\/OE *;

12<n<32

Formula 8

HZC—O\L/\/oi_*
*_! /\/1\ | x
0 L 0—CH

I
HZC—O\L/\/Oi—*;
z

(x +y+z)=24

Y =

Formula 9

- II II II II
Y= *—0—C—(CHy)s-C—O0—(CH,),—0—C—(CH,)3-C+0—*

x=2,4,6
2<p<6orp=0

which is linked by urethane, ester or anhydride bonds to
(meth)acrylic groups, and wherein the iodine value of the
telechelic macromer is in the range between 5 and 75.

2. A telechelic macromer according to claim 1, wherein the
precursor of the core defined by Formula 2 comprises a
branched dimer fatty acid compound of 36 carbon atoms per
molecule and comprises primary amine end-groups, and said
precursor has amine value of 200-210 mg KOH/g.

3. A telechelic macromer according to claim 2, wherein the
urethane bonds are formed by reaction of the core precursor
with trimethylene carbonate or propylene carbonate and the
linking ester bonds are formed by subsequent reactions with
(meth)acryloyl chloride.

4. A telechelic macromer according to claim 1, wherein the
precursor of the core defined by Formula 3 comprises a
branched dimer fatty acid compound of 36 carbon atoms per
molecule or it comprises derivatives of this dimer fatty acid
which are the products of esterification of the dimer fatty acid
compound with low molar mass diols of 2, 4 or 6 carbon
atoms per molecule, of molar mass ranging from 540 to 2000
g/mol bearing hydroxyl end-groups and its hydroxyl value is
in the range 0f 50-210 mg KOH/g or wherein the precursor of
the core defined by Formula 3 comprises a linear aliphatic
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polyether or poly(ether-ester) of molar mass in the range of
600-2500 g/mol bearing hydroxyl end-groups or wherein the
precursor of the core defined by Formula 3 comprises a
branched polyether compound of molar mass of 1500 g/mol,
bearing hydroxyl end-groups.

5. A telechelic macromer according to claim 4, wherein the
linking urethane bonds are formed by reaction of the core
precursor with 1,6-diisocyanatohexane or with S5-isocy-
anato-1 -(isocyanatomethyl)-1,3,3-trimethylcyclohexane, or
with 1,1'-methylenebis(4-isocyanatocyclohexane).

6. A telechelic macromer according to claim 1, wherein the
precursor of the core defined by Formulas 4 or 5 comprises a
branched dimer fatty acid compound of 36 carbon atoms per
molecule or it comprises derivatives of this dimer fatty acid
which are the products of esterification of the dimer fatty acid
compound with low molar mass diols of 2, 4 or 6 carbon
atoms per molecule, of molar mass ranging from 540 to 2000
g/mol bearing hydroxyl end-groups and the hydroxyl value of
said precursor is in the range of 50-210 mg KOH/g.

7. A telechelic macromer according to claim 1, wherein the
precursor of the core defined by Formula 6 comprises linear
aliphatic poly(ether-ester) of molar mass in the range of 600-
2500 g/mol bearing hydroxyl end-groups.

8. A telechelic macromer according to claim 1, wherein the
precursor of the core defined by Formula 7 comprises linear
polyether of molar mass in the range of 600-2500 g/mol
bearing hydroxyl end-groups.

9. A telechelic macromer according to claim 1, wherein the
precursor of the core defined by Formula 8 comprises
branched polyether of molar mass of 1500 g/mol bearing
hydroxyl end-groups.

10. A telechelic macromer according to claim 6 or 7 or 8 or
9, wherein the linking ester bonds are formed by reaction of
the core precursor with (meth)acryloyl chloride.

11. A telechelic macromer according to claim 1, wherein
precursor of the core defined by Formula 9 comprises
branched dimer fatty acid compound of 36 carbon atoms per
molecule, or it comprises derivatives of this dimer fatty acid
which are the products of esterification of the dimer fatty acid
compound with low molar mass diols of 2, 4 or 6 carbon
atoms per molecule, of molar mass ranging from 570 to 3000
g/mol bearing carboxyl end-groups and the carboxyl value of
said precursor is in the range of 35-210 mg KOH/g.

12. A telechelic macromer according to claim 11, wherein
the linking anhydride bonds are formed by reaction of the
core precursor with (meth)acryloyl chloride.

13. A method for producing the telechelic macrmomer of
claim 1 (meth)acrylic end-groups by chemical reaction,
wherein in the presence of an organic solvent and in time
range of 6-24 hours the precursor of a core defined by For-
mulas 2 or 3 reacts in two stages with compounds forming
urethane bonds, or wherein in the presence of an organic
solvent and in time range of 6-24 hours the precursor of the
core defined by Formulas 4 to 8 reacts in one stage with
compounds forming ester bonds, or wherein in the presence
of an organic solvent and in time range of 6-24 hours the
precursor of the core defined by Formula 9 reacts in one stage
with compounds forming anhydride bonds, wherein the ure-
thane, ester and anhydride moieties comprise groups capable
of free radical polymerization and the final product is isolated
by evaporation of solvent.

14. A method according to claim 13, wherein a core defined
by Formula 2 is produced from a precursor which comprises
branched dimer fatty acid compound of 36 carbon atoms per
molecule, bearing primary amine end-groups and which has
amine value in the range of 200-210 mg KOH/g.
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15. A method according to claim 13, wherein a core defined
by Formula 3 is produced from a precursor which comprises
a branched dimer fatty acid compound of 36 carbon atoms per
molecule or it comprises derivatives of this dimer fatty acid
which are the products of esterification of the dimer fatty acid
compound with low molar mass diols of 2, 4 or 6 carbon
atoms per molecule, of molar mass ranging from 540 to 2000
g/mol bearing hydroxyl end-groups and which has hydroxyl
value in the range of 50-210 mg KOH/g, or wherein the core
defined by Formula 3 is produced from a precursor which
comprises a linear aliphatic polyether or poly(ether-ester) of
molar mass in the range of 600-2500 g/mol bearing hydroxyl
end-groups, or wherein the core defined by Formula 3 is
produced from precursor which comprises branched poly-
ether compound of molar mass of 1500 g/mol, bearing
hydroxyl end-groups.

16. A method according to claim 13, wherein a core defined
by Formulas 4 and 5 is produced from a precursor which
comprises a branched dimer fatty acid compound of 36 car-
bon atoms per molecule or it comprises derivatives of this
dimer fatty acid which are the products of esterification of the
dimer fatty acid compound with low molar mass diols of 2, 4
or 6 carbon atoms per molecule, of molar mass ranging from
540 to 2000 g/mol bearing hydroxyl end-groups and which
has hydroxyl value in the range of 50-210 mg KOH/g.

17. A method according to claim 13, wherein a core defined
by Formula 6 is produced from a precursor which comprises
a linear aliphatic poly(ether-ester) of molar mass in the range
of 600-2500 g/mol bearing hydroxyl end-groups.

18. A method according to claim 13, wherein a core defined
by Formula 7 is produced from a precursor which comprises
a linear aliphatic polyether of molar mass in the range of
600-2500 g/mol bearing hydroxyl end-groups.

19. A method according to claim 13, wherein a core defined
by Formula 8 is produced from a precursor which comprises
a branched polyether of molar mass of 1500 g/mol bearing
hydroxyl end-groups.

20. A method according to claim 13, wherein a core defined
by Formula 9 is produced from a precursor which comprises
a branched dimer fatty acid compound of 36 carbon atoms per
molecule or from precursor which comprises derivatives of
this dimer fatty acid which are the products of esterification of
the dimer fatty acid compound with low molar mass diols of
2, 4 or 6 carbon atoms per molecule, of molar mass ranging
from 570 to 3000 g/mol bearing carboxyl end-groups and
which has carboxyl value in the range of 35-210 mg KOH/g.

21. A method according to claim 14, wherein upon adding
trimethylene or propylene carbonate an intermediate com-
prising urethane bonds is produced and wherein upon adding
(meth)acryloyl chloride a macromer comprising linking ester
bonds is produced.

22. A method according to claim 15, wherein 1,6-diisocy-
anatohexane or 5-isocyanato-1-(isocyanatomethyl)-1,3,3-tri-
methylcyclohexane, or 1,1 '-methylenebis(4-isocyanatocy-
clohexane) is added, thus producing a macromer comprising
urethane bonds.

23. A method according to claim 22, wherein 2-hydroxy-
ethyl methacrylate or hydroxypropyl methacrylate is added.

24. A method according to claim 16 or 17 or 18 or 19,
wherein (meth)acryloyl chloride is added, thus producing a
macromer comprising linking ester bonds.

25. A method according to claim 20, wherein (meth)acry-
loyl chloride is added, thus producing a macromer compris-
ing linking anhydride bonds.

26. A method according to claim 15, wherein the reaction
is carried out in methylene chloride, and wherein the first
stage is carried out in the temperature range of 4-40° C. and
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the second stage is carried out at room temperature, and
wherein the OH:NCO molar ratio in the first stage is between
1:1.5 and 1:3 and in the second stage 1:1 or higher, and
wherein the final product is precipitated into cold hexane
and/or cold methanol, washed with methanol and/or hexane
and dried under reduced pressure.

27. A method according to claim 15, wherein the reaction
is carried out in tetrahydrofuran as an organic solvent, and
wherein the first stage is carried out in the temperature range
0f'4-60° C. and the second stage is carried out at room tem-
perature, and wherein the OH:NCO molar ratio in the first
stage is between 1:1.5 and 1:3 and in the second stage 1:1 or
higher, and wherein the final product is precipitated into cold
hexane and/or cold methanol, washed with methanol and/or
hexane and dried under reduced pressure.

28. A method according to claim 26 or 27, wherein a
catalyst is added; the catalyst used in the first stage is an
organic tin or bismuth compound and the catalyst used in the
second stage is a tertiary cycloaliphatic amine, i.e. 1,4-diaz-
abicyclo[2.2.2]octane or 1,8-diazabicyclo[5.4.0lundec-7-
ene.

29. A method according to claim 21, wherein the first stage
is carried out in the temperature range of 20-40° C., and
wherein the carbonate:amine molar ratio equals 1:1 or higher
and an intermediate of hydroxyl value of 140-160 mg KOH/g
comprising urethane is produced, and wherein the second
stage is carried out in methylene chloride in the temperature
range of 4-20° C. in the presence of triethylamine, and
wherein the final product is isolated by washing with satu-
rated sodium bicarbonate, followed by washing with deion-
ized water and washing with brine, and followed by drying
the organic layer over anhydrous magnesium sulphate and
followed by removal of the solvent under reduced pressure.

30. A method according to claim 24, wherein methylene
chloride is used as an organic solvent, and wherein the acy-
lating agent is used in excess and the reaction is carried out in
the temperature range of 4-20° C. in the presence of triethy-
lamine.

31. A method according to claim 25, wherein methylene
chloride is used as an organic solvent, and wherein the acy-
lating agent is used in excess and the reaction is carried out in
the temperature range of 4-20° C. in the presence of triethy-
lamine.

32. A method according to claim 30, wherein when the
reaction is complete the reaction mixture is washed with
saturated sodium bicarbonate, washed with deionized water
and washed with brine, and afterwards the organic layer is
dried over anhydrous magnesium sulphate and the solvent is
removed under reduced pressure.

33. A method according to claim 31, wherein when the
reaction is complete the reaction mixture is washed with
saturated sodium bicarbonate, washed with deionized water
and washed with brine, and afterwards the organic layer is
dried over anhydrous magnesium sulphate and the solvent is
removed under reduced pressure.

34. A composition containing telechelic macromer com-
prising (meth)acrylic end-groups and a core, wherein the
composition comprises a macromer according to claim 1 and
a photoinitiator.

35. A composition according to claim 34, wherein the
photoinitiator compound comprises an aromatic ring in posi-
tion a to a carbonyl group, possibly substituents at the aro-
matic ring and possibly a phosphine oxide group, and wherein
the photoinitiator is used in the amount of 0.5-2 weight %.

36. A composition according to claim 34, wherein the
composition comprises a reactive diluent which is poly(eth-
ylene glycol) diacrylate of molar mass in the range of 250 to
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700 g/mol, and wherein the weight content of the reactive
diluent in the composition varies from 1:99 to 99:1.

37. A composition according to claim 34, wherein the
composition comprises a reactive diluent which is trimethy-
lolpropane triacrylate or tri(propylene glycol) diacrylate or 5
ethoxylated trimethylolpropane triacrylate, and wherein the
weight content of the reactive diluent in the composition
varies from 1:99 to 99:1.
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